Experimental procedures.
Preparation of Compounds 8 and 9a
Tri-tert-butylphosphane (102 mg, 0.50 mmol) in dichloromethane (3 mL) was added to a solution of tris(pentafluorophenyl)borane (256 mg, 0.50 mmol) in dichloromethane (10 mL). After addition of 2-methyl-1,3-butenyne (33 mg, 47.5 μL, 0.50 mmol) the reaction mixture was stirred for 24 h at room temperature.
Subsequently all volatiles were removed under reduced pressure and the obtained residue was dried in vacuo to give a ca. 1:1 mixture of compounds 8 and 9a (302 mg; [ 19 F(p-C 6 F 5 ) NMR at 299 K]) 1 . The products were separated by column chromatography (silicagel; eluent: n-pentane : dichloromethane = 3 : 5). Drying of the respective fraction in vacuo gave compound 8 (131.9 mg, 33%) and compound 9a (81.6 mg, 21%).
Crystals suitable for the X-ray crystal structure analysis for both compound 8 and compound 9a were obtained a solution of the respective compound in dichloromethane layered by n-pentane at −40°C. Å -3 , the hydrogen at P1 atom was refined freely, but with fixed U-value; others were calculated and refined as riding atoms. admixed with tri-ortho-tolylphosphane, which subsequently was purified by crystallization from a solution of compound 10 in dichloromethane layered by n-pentane to give compound 10 (89 mg, 20%). The second fraction contained compound 9b (148.9 mg, 33%).
Crystals suitable for the X-ray crystal structure analysis for both compounds 10 and 9b, respectively, were obtained from a solution of the respective compound in dichloromethane layered with n-pentane at −40°C.
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